.
1 H NMR spectra of the reaction of Me 3 SiNTf 2 with 2-Cl. S3 Figure S2 . Variable temperature 31 P{ 1 H} NMR spectra (243 MHz) of 4-Cl. S4 Figure S3 . Molecular structure of 4-Cl. S4 Figure S4 . 1 H NMR spectrum of 4-OH in CD 2 Cl 2 . S5 Figure S5 . 1 H NMR spectrum of 3-NTf 2 in CD 2 Cl 2 . S5 Figure S6 . 31 P{ 1 H} and 19 F NMR spectra of 3-NTf 2 in CD 2 Cl 2 . S6 Figure S7 . 13 C{ 1 H} NMR spectrum of 3-NTf 2 in CD 2 Cl 2 . S6 Figure S8 . 31 P{ 1 H} NMR spectrum in of the reaction of 3-Cl, AgNTf 2 and excess water. S7 Figure S9 . 1 H NMR spectrum of 4-OPh in CD 2 Cl 2 . S7 Figure S10 . 31 Figure S20 . 13 C{ 1 H} NMR spectrum of 4-OH in CD 2 Cl 2 . S13 Figure S21 . 1 H NMR spectrum of 5 in CD 2 Cl 2 . S13 Figure S22 . 13 C{ 1 H} NMR spectrum of 5 in CD 2 Cl 2 . S14 Figure S23 . 1 H NMR spectrum of 6-acetone in acetone-d 6 . S14 Figure S24 . 13 C{ 1 H} NMR spectrum of 6-acetone in acetone-d 6 . S15 Table S1 . Data collection and structure refinement details. S16
General Considerations. Storage and manipulation of all compounds were performed under an argon atmosphere either in a VAC glove box or using a double manifold high vacuum line using standard techniques. Pentane and hexanes were dried and purified using a Grubbs/Dow solvent purification system and stored in 500 mL thick-walled vessels over sodium/benzophenone ketal.
Dichloromethane and dichloromethane-d 2 were dried over calcium hydride and vacuum transferred into thick-walled vessels for storage over activated sieves. Acetonitrile and acetone- 
